Procedures for preparation and analytical data of nitrones 4a-f.
Nitrones 4a,b,d-f were prepared according to the method described by Parhi et al. [1] Nitrone 4c was prepared according to Tian et al. [2] Nitrones 4a [3] , 4b [4] , 4c [2] and 4e [3] are known compounds. Analytical data for nitrones 4d and 4f are given below.
Ethyl (1-(N-methylimino)ethyl N-oxide)propanoate (4d)
Mixture of E/Z isomers. General procedure for cycloaddition of 2 and 4a-f leading to isoxazolines 5a-f.
To a solution of 2 (0.1 mmol) in a 1:1 mixture of CH 3 CN and H 2 O (2 mL) was added 4a-f (0.1 mmol). The mixture was stirred at room temperature until TLC analysis indicated complete consumption of starting materials. The reaction mixture was concentrated in vacuo, and the residue was purified by column chromatography on silica gel. Kinetics of the reaction of 2 with nitrone 4a (Table 1 , entry 1) were determined by the measuring the decrease of the integral of the signal caused by the nitrone methyl groups, with the integral of the acetonitrile solvent-peak as internal standard. A starting value for the integral of the methyl signals was estimated, due to the fact that cycloaddition had already proceeded significantly by the time of the first measurement. The conversion was determined by dividing the combined integrals of the methyl groups of 5a and 6a by the estimated starting value.
2-Methyl
For the reaction of 2 with nitrone 4b (Table 1 , entry 2), kinetics were determined by integration of the methyl peaks of the nitrone in starting material and product. The sum of these two integrals was taken as internal standard, due to the fact that the acetonitrile peak was not distinct from other signals. Now, conversion was determined by the relative increase of methyl signals of product 5 and 6, compared to the sum of both signals.
The reaction of 2 with nitrone 4c was too fast to follow by NMR. By the time of the first measurement, the reaction had already reached such a conversion that no reliable kinetic plot could be made. Therefore only a rough estimate was made based on the first measurement.
From the conversion plots thus obtained, the second order rate plots were calculated according to equation (1) . (1) with k = 2 nd order rate constant (M  -1 Graph S1. Logarithmic plot of the reaction of nitrone 4b with dibenzocyclooctyne 2.
UV-experiments
Stock solution A: alkyne 2, 2b or 3 (110 mg, 0.5 mmol) was dissolved in CH 3 CN (50 mL) to give a 10 mM solution.
Stock solution B: nitrone 4e or f (0.5 mmol) was dissolved in CH 3 CN (50 mL) to give a 10 mM solution.
To achieve the desired CH 3 CN:H 2 O ratio, to 1 mL of stock solution A or B was added the correct amount of H 2 O, giving solutions A' and B'. Solutions A' and B' were left to adjust to room temperature for at least 30 minutes.
UV monitoring of cycloaddition of dibenzocyclooctyne (2 or 3) and nitrone 4 was performed by rapid mixing (t=0) of solutions A' and B' (1 mL each) and immediate insertion into a 1 mm UVcuvette.
Next, UV-absorption was measured at preset time intervals (in general every five seconds) at 304 nm. The graphs thus obtained showed a decrease of the absorption over time, sloping to a final absorption that was subtracted from the measured absorptions to obtain a relative absorption. To determine conversion, the relative absorption was divided by the difference between the maximal and the minimal absorption. Since the reactions already proceeded before measurement of the first absorption, the maximum absorption was adjusted to an estimated starting point.
From the conversion plots thus obtained, the second order rate plots were calculated according to equation (1) .
In Graph S2 the logarithmic plot of nitrone 4e with dibenzocyclooctyne 2 is shown.
Graph S2. Logarithmic plot of the reaction between dibenzocyclooctyne 2 and nitrone 4e. In Graph S3 the logarithmic plots of the reaction of nitrone 4f with dibenzocyclooctyne 2b [5] in different solvent mixtures is visualized. The graph clearly shows an increase of reaction rate upon increase of the polarity of the solvent mixture. When the reaction was performed in the same solvent mixture but at different concentration and with a different ratio between the two reactants ( Table 2 , entry 2 and 3), identical logarithmic plots were obtained. 
1,3,4,6-Tetra-O-acetyl-N-(methyliminoacetyl N-oxide)-β-D-mannosamine pyranose (6)
To a solution of A [6] (39 mg, 0.11 mmol) in The organic combined layers were washed with H 2 O (1 mL) and brine (1 mL), before drying 
1,3,4,6-Tetra-O-acetyl-N-(4-oxopentanoyl)-β-D-mannosamine pyranose (D)
To a solution of A (35 mg, 0.1 mmol) in CH 2 Cl 2 (10 mL) was added levulinic anhydride [7] (42 mg, 0.2 mmol) and Et 3 N (20 mg, 0.2 mmol). The mixture was stirred at rt for 12 h. The reaction mixture was concentrated in vacuo, and residue was purified by column chromatography on silica gel (eluant: hexane: EtOAc 1:3) to give D [8] (27 mg, 61%). 
1,3,4,6-Tetra-O-acetyl-N-(4-methyliminopentanoyl N-oxide)-β-D-mannosamine pyranose (7)
To a solution of D (22 mg, 0.05 mmol) in a mixture of Et 2 O (10 mL) and H 2 O (2 mL) was added Nmethylhydroxylamine hydrochloride (41 mg, 0.1 mmol) and NaHCO 3 (42 mg, 0.1 mmol). The mixture was stirred at room temperature for 4h and after this time the reaction mixture was filtered and the mixture was evaporated in vacuo. The residue was purified by column chromatography on silica gel (eluent: CH 2 Cl 2 /CH 3 OH 20:1) to give 7 (13 mg, 56%). 
2,4,7,8,9-Penta-O-acetyl-N-(benzyloxyacetyl)-α-D-neuraminic acid methyl ester (F)
To the solution of E [9] (50 mg, 0.1 mmol) in CH 2 Cl 2 (15 mL) was added benzyloxyacetyl chloride 
2,4,7,8,9-Penta-O-acetyl-N-(hydroxyacetyl)-α-D-neuraminic acid methyl ester (G)
To the solution of F (40 mg, 0.06 mmol) in EtOH was added Pd-C (10 wt. % on activated carbon, 5 mg). After which H 2 was bubbled through the solution for 1h followed by stirring under an H 2 atmosphere for 12 h. The reaction mixture was filtered and the mixture was evaporated in vacuo. Cell-surface labeling experiments [5] Human Jurkat cells (Clone E6-1; ATCC) were cultured in RPMI 1640 medium (ATCC) with Lglutamine (2 mM), adjusted to contain sodium bicarbonate (1.5 g L -1 ), glucose (4.5 g L -1 ), HEPES (10 mM), and sodium pyruvate (1.0 mM) and supplemented with penicillin (100 u mL 
